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83-84 '54, (MLRA 8:7) 


1. Predstavleno A.L. Mndszhoyanon, (Butene) 
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T., Ganbayan N. 
suthore a Dabayan Ds Ts 
Author I a anenel in the Presence of 
oe ' Allylation in an Aqueous Medium in 
title : . 2 


Quartornary jmmonium Salts. 


4 l Li fw p 8 3, 
2 h y ? y) ’ ’ ’ 


; tor (I), 
\elylation reactions of acetonce tic ty the action 

a PP aise (11), malonic satan (Vv) and 

ne TL Zedichlorebutene (Iv), CHa=CHCH2P oiia in the pres 

or ase (VI) in an gue oe acts(Vit) are described. 

ies of catalysts (Cis )2NCHa tT : th fant with 

By the interaction pare 0,1) in an aqueous SO~ 

Fea a srosonce of VII (1:1: 0. xCOCHRCOOC2HS 

VI in KOH by heating, is obtained ae 66 fama) 

(itt) (onumorated are R, yield in # D+: 


Card : 1/5 
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USSH/Organic Chemistry. Synthetic Organic Chemistry, E=2 


Abs Jour: Ref Zhur-Khimiya, No 6, 1957, 19037 


action rrocceds because of the presence oP the helodd 
alkyl, end that the alkyls of the Rie sean ee 
dum ualt in the conditions deceribsd does ade se 
tate in the roaetion, Attempts of alxylatin- ry ne 
and niphthelone bu heating them with XI in i avane 
medium did not give tho expected results ” The pete 
eas of or yee 0.1 mole XI by fencing 
(i+ hours ~165°) rate 2 mixture tances, f 
aa Wes isolated 7.4 5. of a eae ee 
aes ary apparently tri-(3-chlorohutonyl )-rkene]. 
ie ae the reaction I with XI and TIT qth XI 
: ee is obtained IX, yield =7%, and 
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Abs Jour: Ref Zhur-khimiya No 6, 1957, 19126 


Author : Babayan A. T., Grigoryan A.A. 

Inst ey a ty 

Title : Alkylation in an Aqueous Medium in the Presence of 
Quarternary Ammonium Salts. II. Nitrogene-alkylation 
of Avomatic Awincs. 


Orig Pub: Izv. AN ArmSSR, ser. Fiz-Matem. Yestyestv. and Tekhn. 
N., 1955, 8, lo 4, 81-88 


Abstract: Nenlkylation of aromatic amines ArlWHo (I), 1,3-dich- 
lorobutene-2 (II), and CgHsCHpCl with the formation of 
ArNHR(Re 3-chlorobutenyl ({21), ReC6H5CHe (IV))in an 
aqueous-alkaline medium (NaOH or iagC03) proceeds 
with a higher yield (~ 2 times) in the presence of a 
catalyst - quarternary ammonium salts, thun in the 
absence of the latter at the same duration of the 
reaction. The yield in the absence of the catalyst 
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USSR/Organic Chemistry. Synthetic Organic Chemistry. 


Avs Jour: Ref Zhur-khimlya No 6, 1957, 19126. 


remains low even on the prolongation of the reaction 
time 2-3 times. To 0.2 mole I, Ar-CéHs (Ia), 0.02 
mole of sins tiyicale(qcenlavenitengl | cmeniim chloride 
(v) in 10 cc water and 0.2 mole II is added during 20 
minutes 15.3 g. KOH in 30 cc water (heated to 45-48%), 
stirred 5 minutes more, III was ghtained (Ar=CeHs), 
np 1.5731, a4°072.1056. 


yicld 54, b.p. 123-128°/2 mm, 
in an anelogical manner (at 50-60°, 30-50 min.) are 
obtained the follgying III (given Ar, yield in percent, 


b. p. in °C/mn, n©p, ak): 2-cH3CGHy 64.5 (61.8 with 
Ha2C03), 133-137/4, 1.5661, 1.0857; 2-CHaC¢Hy,, 60, 140- 
145/2, 1.5716, 1.1395; 5-CH3OCEEY, 60, 170-175/5, 1.5645, 
1.1410; 4-cH30CgH,, 73-2, 153-156/12, 1.5663, 1.5663, 

« -Haphthyl tat 85.-90°), 80.7, 178-180/2, 1.6387, 
1.15333 fi ~naphthyl (at 75-80 ), 73, 185-190/2, 1.6457, 
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[7 Clearige “of qiateraary “auimoniuin” bases. 1. 
thesis of mixed tertlary aiiN@ ATT Babay 


i or a 
was aided 14 gy. NaOH in $0 ml. HO, resalting in dist. of 
7.84. liquid and 1.5 1. gaseous products the latter forms an 

“explosive Ag salt (viuylacetyfene and chloroprene mixt.), 
while the liqui:t was tnaluly chloroprene. The acide sutn. 
treated with NaOH gave tCis: CHCH):NI, Dea 58-007; 
ficrate, m, 112°, Thus, 78 g. Me.(PACH:).McCCECH- 

+ CH YNC] and aq. NaOH gave vinylacetylene, chloraprene, 

and 22 g. Me:NCH:Ph, bay 17Q-2° (picrate, in. 04,552), 

MekEt(MeCCiiCHCH NEBr similarly gave 77.40% MeEt- 

(MeC! COHN, bem 188-5°, no 1.4897, dis 0.8165, and 8.8 

MeFi MeCO: CUCH YN, Deg 12-58, n\8 1.4629, dn 

LOWHG.  Mo( PhCH (MeCCl: CHCH)NCI gave 615% Meo 
(PACH ANCINC: CMe, bys W5-10°, Use OSE, nie L521, 
and wlesser yield of CuthaN, by 188 G09 (crude}, by LYS 40°, 


dy 0.99074, WP 1.5553, which is cither MeN( CHACE CMe} 
CCUPKCHIC: CMe) or MeNCCHLC: CMe} CH CHPAYC:- 
CMe}. McEtQvacCiy(MeCiCCih iirc similarly gave 
MecEKPACHA)N, bas 100-51, bes EST YS, diy TAS, mae 
1.5068 (pricrate, m. 133.5--14.5°). G.M. Kosdapoff 
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Ba Bayer N A. 7, 


ussk/Organic Chemistry, gynthetic organic Chemistry: 
Nos Jour: Ref ghur-Khimiya No 6, 1957) 19075 


Author Babayan A.T. ds Grigoryen AAs 


H Investigation in the Series of Quarternary Ammonium 
Compounds II, ‘The Formation of Tetrolic Acid at the 
Interaction of Lodic Trimeathyl-(2, b, 3) etetrach}orbutyl) 
-anmonium with an Aqueous Alkali. 


gh. Obsheh. Khimtyl, 1956, 26, No 7 1945-1948. 


Abstract: By the nobutenc-2(1) 2- 
aimethylamino-2, II) ig ob- 
tained. At the ate ID (121) 

with an alkali, 7 on of IT 
with the formation 0 amine (IV) and tetrolic 
acia (¥) tekes place. gon 242.5 a of I 

in 350 ce of & 34 HCL (acid) 18 passed 430 @. Clo» 
alkalized with K,C03) extracted with ether, IT is 


1/3 
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INDZHIKYAN, H.G.; SURMANYAN, S.A.; BABAYAN, A.T, 
BRE TRAE OE 
Investigations in the field of quaternary ammonium compounds, 
Report No.8: Stability of bonds of certain organic radicals in 
quaternary ammonium compounds, Izv, AN Arm, SSR Ser, khim, nauk 
10 no.3:213-221 '57, (MIRA 1012) 


1, Khimicheskiy institut AN ArmSSR, 
(Ammonium compounds) (Chemical bonds) 
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INDZHIKYAN, M.@o}-BABAYAN, A.T. 


Quaternary ammonium compounds, Report No.4: Stevens rearrangement 
of ammonium compounds. Izv. AN Arm, SSR ser. khim, nauk 10 no.6: 
411-419 ='57. (MIRA 11:6) 


1.Khimicheskiy institut AN ArmSSR. 
(Ammonium compounds) (Rearrangements (Chemistry) ) 


APPROVED FOR RELEASE: 06/06/2000 CIA-RDP86-00513R000102810013-5" 


"APPROVED FOR RELEASE: 06/06/2000 CIA-RDP86-00513R000102810013-5 


SEE Og ed Sere crn iy Earns Se 


~— ve 4 . ‘ 7 E 7 PERBORETE TS 


2J5SR 
2h ruacolovy, loxicology. Pirferent Po enarations 


SERBLoL,, New b2igsg, Xa 
tuabayan, A-T. 
:The chermacological Action and Toxicity of Linethyl- 
botylene-amine, cimetnyl-{3-cnlorcrotyL}-amine, and 
vethyl-di-(3-chlorcrotyl)-anine. 


tharmahol. i Toksikologiya, 1937, Vol.20, No.l, 341-42 


rituaies were mace of tue toxicity of Cimethyl-butylene- 
amine (1), dimethyl-(3-calorcrotyl}-amine (11), and ce- 
thyledi-(3-cnalorcrotyl)-awine (JiLl) in rabbits ant? mice 
tuliowing aaminstration intravenously, subcutancously, 
be inhalation, cutancously, and perorally. wy all routes 
of auainistratien, the action of the prenrarations was 
uniform. <At first there was restlessness (abrupt move- 
ments, strong regpirations, dilatation of the pupils), 
replaced by suvpression with weakened reactions to 

souad, light, and painful stimuli, weakening of resoira-! 
tions, ane of cardiac activity, reduction in blood yres-) 
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sure, diminution of the secretory ana motor functions i 
of the stomach. Upon intravenous injection in rabbits, , 
\ Geath occurred in not less than two-thirds of the an- 
imals during the course of 10-40 minutes at doses for 

1 of 1.2 gm, for II of U.8 om, and for III of 9.4 on, | 
: Saturation of the solution of III it 20 "egrees lea to 
death of 100s of the animals within 3 days upon daily | 
acministration; saturated solution of It caused death = | 
in 100, when given daily tor seven gays; and saturated 
yolution of I caused 80% death rate when piven for a | 
period of ten days. With application to the skin, all . 
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substances caused inflam-ation, acco.:panied by necrosis | 
“of the surface layers. Minimum lethal doses, upon ap- 
vliexatiow to the skin in the pure fora, were 12 ou for 
1, ¢ mo for II, ano 4 gu for IIT. I was active axainst | 
avian tubercle bacit}i and ixodiid ticks. {TI against 
enteric bacilli, ang II against streptococcus ans sBtanh-,; 
vlococcuse -- .1l.Zelyakova 
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BABAYAN, A.T.g KROMYAN, T.V. 
Third joint sesaion of the chamical institute of the Academies of 
Sciances of three Transceucasian republics. Izv.AN Arm.SSR, 
Khim. nauki 11 no.2:135-137 '58, (MIRA 11:11) 
(Chemist ry--Congresses) 
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BABAYAN, A.T,; MOZGOV, I.Ye.; GRIGORYAN, A.A., akademik; KASHKIN, M.G. 


Synthesis and pharmacological tests of some amines and annonium 
salts containing polyhalide radicals, Dokl. AN Arm. SSR 26 N02: 
81-93 '58. (MIRA 11:5) 


1.Chlen-korrespondent AN Armyanskoy SSR (for Mozgov). 2.Vsesoyuznaya 
akademiya sel'skokhozyaystvennykh nauk im, V.I. Lenina (for Girigoryan). 
3 Khimicheskiy institut Akademid nauk Armyanskoy SSR i Moskovekaya 
veterinarnaya akademiya, 

lininaay: (Amonium salts) (Halides) 
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BABAYAH, AsT.: GRIGORYAN, Ashes MARTIROSYAN, G.T. 
renee annie at. oe.) : 


Splitting of quaternary ammonium salts containing alkyl halides 
by an alkali hydroxide. Doikl,AN Arm.SSR 26 no.32153-162 ‘58, 
(MIRA 12:10) 


1. Chlen-korrespondent AN Armyanskoy SSR (for Grigoryan). 
(Sedium hydroxide) (Apmoniun salts) 
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BABAYAN, A.T.; INDZHIKYAN, M.G.; SURMANYAN, S.A. i, 
aie 
Comparative stability of bonds between the allyl and benzyl 
radicals and nitrogen. Dokl AN Arm. SSR 26 now4:235-240 '58, 
(MIRA 11:5) 


1.Chlen-korrespondent AN Armyanskoy SSR (for Indzhikyan). 
2eInstitut organicheskoy khimii Akademii nauk Arnyanskoy 
SSR. 

(Allyl) (Benzyl) (Nitrogen) 
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AUTHORS: Bacayan, Ae des. Mkryan, Ge Me, 79+ 28--5-30/69 
yull «= Kevkhyan, Re o. 


TITLE: Investigations in the Fieid cf Amines and 
Quaternary Ammonium Compounds (Issledovaniys v oblasti 
aminov i chetvertichnykh ammconiyevykh soyedinen LLy) 
X. Synthesis of Tgopreno of Lf, (3 -and Yuu 
~Dimothylsllylchlorides (Polucsheniye isoprens izod, [3- i 
VY, «-dimetilalliikhloridov; 


PERIODICAL: Zhurnal Ubshchey Khimii, 1958, Vol. 28, Nr 5, 


pp: 1259-1263 (USSR) 


ABSTRACT: The present report deals with the synthesis by alkaiine 
cleavage cf the quaternary ammonium salts obtained by 
conversion of the&®, A «and £. f -dimethylailylshlorides 
with tertiary amines (see scheme’i). For the latter were 
uscd: dimethyliscamyl-, cone a rae -dimethylallyl )+, 
-dimethylbenzyl-- and dimethyi-(butine-?-yl)-amines. The 
conversion of the compeund (III) with amines takes place 
very energetically. he chlorine (IV) reacts slowly and 
demands heating. ‘the alkaline cleavage cf the obtained 
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investigations in the Field of Amines and 79.-28--5~30/69 
Quaternary Ammonium Compounds 

X. Synthesis of isoprene cf Ay Band f tf ~ 
-Dimethylallylchiorides 


quaternary ammonium saits, from the saits with the 

radical butine-2-.g2, lead to the formation of isoprene 

in a yield of 58 ~ 85, and of the corresponding 

tertiary amine (67 - 89 ~) . she alkaline cleavage of the 
quaternary ammonium salts obtained by sonversion of the 

mentioned chlozides with 1 ~ dimethylaminobutinon = 2, 

resulted in the formation of vinylacetylene and the 

vorzespunding tertiary amine (see scheme 2). These results 

speak in favor of a easy movability of the radical 

tatine-2-y] and correspond te the earliet obtained data 

on the clsavage of the quaternary ammonium salts with this 
radical, ee ~dimethylallylamine also forms 
ty alkaline cleavage cf the quaternary ammonium salt 

which ig obtained ky conversion of the : dimethyialiyl.. 
chioride with dimethylamine disscived ih water. According 

to the data of references (reference &) Lt can be 

expected that the chioride (V) in the conversion with 

tertiary amine doce not form the scmpound iV) put the 
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Investigations in the yield of Amines and 79-28~5~30/69 
Quaternary Ammonium Uompounds 

X. Synthesis of Lsoprene of £ (3 eand Yi, y - 
-bimethylallylchlorides 


compound isomeric to it (V1) or a mixture of both 
(see scheme 3). The structure of the synthetized 
salts hae not been explained hitherto. the results of 
the alkaline cleavage ef the synthetized quaternary 
ammonium salts are mentioned in a table. ‘there are 

i table and 6 references, 4 of which are Soviet. 


ASSOCIATION: Institut khimii Akademii nauk Armyanskoy 3sSR 
(Institute for Chemistry, AS Armen‘an SSR) 


SUBMITTED: Mey 3, 1957 
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Babayan, A. T., Indzhikyan, i. G., Neyman, 1 


On the Equivalence of Nitrogen Bon’s in Tetramethyl- 
Ammonium Bromide (0 ravnotsennosti Svyasey azota v bromistom 
tetrametilammonii) 


Tzveatiya Akademii nank SUGR. Oldeleniye khiricheckikn nauk, 
1959, Nr t, pp 174 - 174 (ussR) 


Viag 


According to modem concepts the 4 nitrogen bonds in (cH gift 


formed by sp? bastardization are equivalent. In the present 
paper the authors checked these data. (c'4n,) (CH, ) .uBr 
v) 


was synthesizcd according to the following schene: 
14 14 ; 
2c H,OH+H, 80, — (Cc Hz) 480 ,+2H,0; 


14 14 Se eae ae 
(c H; )S0,+KBr “Cc HyBr+k(C Hs )804; 
ci4 


14 
H,Br+(CH,),N — (Cc H)(CH,),NBr. 


The lust process took place at -80°, Furthermore, the product 
obtained was decomposed in licnid ammonia solution. The 
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Ammonium Bromide 


ASSOCIATION: 


SUBMITTED: 


Card 2/2 


following reaction took place in the solution: 
(CH) .NBr+2K+NIl, ow) CHy+(CH, ) N+KBr+KuH,,. The results of 


the investization are sumaarized in the table » It nay be 
seen fron it that nethane separated during the decomposition 
of the ternary salt possesses 233 of the activity, wheress 
trimethyl amine posseases 78,3. Thus, the experiments carried 
out at -80° confirmed the conclusions of the paper (Ref 1) 
and the generally assumed idea of the equivalence of the 
bonds of quadrivalent nitrogen. There sre 1 table and 2 
references, 1 of which is Soviet. 

Institut khimicheskoy fiziki Akademii nauk SSSR (Institute 

of Chemical Physics of the Academy of Sciences, USSR) 
Institut organicheskoy khimii Akadenii nauk ArmSSR (Inetitate 
of Organic Chemistry of the Academy of Sciences, Armenion of) 
June 20, 1958 
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5(1,3) 500/15 3-2-6-24/ 42 
AUTHOR: Babayan, A. T. ; 

ee 7 
TITLE: Synthesis of Monomers Via Chlorine Derivatives 


PERIODICAL: Izvestiya vysshikh uchebnykh savedeniy. Khimiya i khimicheskaya 
tekhnologiya, 1959, Vol 2, Kr 4, pp 594 -- Sco (JSSR) 


ABSTRACT: A report on this paper was given at the All-Union Conference on 
"Ways of Synthesis of Initial Products for the Preduction of 
High Polymers" which took place in Yarosiavl! from September 29 
to October 2, 1958. Quaternary ammonium salts containing a 
3-chlorobutene-2-yl-radical are casily scparated into tertiary 
auine as well as a mixture of chloroprene and vinyl acetylene 
under the effect of aqueous alkali. The presence of the latter 
indicates that the radical mentioned is partly dehydrated before 
the ammonium complex is separated (see Diagram). In order to 
extend the above dehydrochlorination reaction, the author dealt 
with the preparation of various tertiary amines containing 
chlorine, the iodine nethylates of which were separated by means 
of aqueous alkali. Most amines were prepared from 1,3+-dichloro- 
butene-2 according to diagram 1. Moreover, amines were obtained 

Card 1/ 3 from 1,2,4-trichlorobutene-2 and chlorobutenes of the allyl type 
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Synthesis of Klonomers Via Chlorine Derivatives SCV/153-2-2-24/32 


Card 2/3 


as well as from chloroisoamylenes. The reaction mentioned takes 
place already at room temperature, does not stand temperatures 
higher than that of a boiling water bath, and rarely takes place 
at 115-120°. Table 1 shows the separation resalts (products with- 
out nitrogen only). The yield of trimethyl amine was almost equal 
to the theoretical yield. On account of this example and additio- 
nal ones, the mutuality of the dehydrochlorination reaction, i.e. 
of the separation of quaternary ammonium salts containing a 
halogen in the radical, was proved: this reaction can be success- 
fully used in the synthesis of co:pounds with conjugated double 
bonds. The reaction mentioned is of theoretical as well as 
practical importance because it is simple, easy to carry out, 
and the products prepared are of high purity. Chlorobutenes and 
chloroisoamylenes of the ally] type are casily dehydrochlorinated 
into butadiene (yield 85-90%) and isoprene (yield 60-85%), 
respectively, by means of aqueous alkali in the presence of 
Catalytical amine quantities (see Diagram). As was to be expect. 
ed, unsaturated compounds could be obtained in the therzal 
separation of amines (Table 2). For these reasons, investigations 
of diene synthesis on the basis of petroleum isopentane were 
Started. These investigations were carried out together with the 
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Synthesis of Monomers Via Chlorine Derivatives S0V/153-2-4-24/32 


Yerevanskiy zavod imeni Kirova (Yerevan Works imeni Kirov) in 

its central laboratories. It was more Suitable, however, to 

start from isoamylenes. The author worked out a preparation 

diagram of isoprene and -chloroisoprene fron trimethyl] ethylene 

(see Diagram). A new copelymer rubber was obtained by means of 
copolymerication of Qechloroisoprene with chlcroprene. It has * 
less tendency towards crystallization ag compared with mass- 

produced nairite but the rest of its properties do not differ 

from those of the latter. This 3 -chloroisoprene is superior 

to other monomers because its polymerization rate is close to 

that of chloroprene. The ratio of members in the copolymer ob- 

tained is equal to that in the initial charge. Difficulties 

appear in the further dehydration of asoamylenes to isoprene 

as well as in ridding the latter from impurities. There are 1 

scheme, 2 tables,and 2 Soviet refercnens 


ASSOCIATION: Institut organicheskoy khimii AN ArmSSR (Institute of Organic 
Chewistry of the Acadeay of Sciences, Armyanskaye SSR) ¢ 
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RARAYAN, A.T.; JNDZHIKYAN, M.G. 


Alkylation in an aqueous medium in the presence of quaternary 
ammonium salte, Dokl, AN Arm. SSR 28 ne.2:67-71 59. 


| (MIRA 12:6) 
l.Institut organicheskoy khimii AN ArmSSR, 2.Chlen~kerrespondent 


AN ArmSSk (fer Babayan), 
(Ammonium salts) (Alkylation) 
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SOV/79-29-2-8/73 
Babayan, A. T., Grigoryan, A. A., Martirosyan, G. T, 


Investigations in the Field of Amines and Ammonium Compounds 
(Issledovaniya v oblasti aminov i ammoniyevykh soyedineniy). 
XI. On the Problem of the Influence of Nitrogen and the Molecu- 
lar Structure Upon the Stability of the Bonds in the Amines and 
Quaternary Ammonium Compounds, With an Alkyl Halide (XI. kK 
voprosu vliyaniya kharaktera azota i stroyeniya mclekuly na 
prochnost! svyazey v aminakh i chetvertichnykh ammoniyevykh 
soyedineniyakh, soderzhashchikh galoidalkil) 


Zhurnal obshchey khimii, 1959, Vol 29, Nr 2, pp 386-398 (USSR) 


As already earlier (Ref 1) reported, the authors investigated 
the influence of the nitrogen natur: and the molecular atructure 
upon the bond stability in the above-mentioned nitrogen con- 
pounds containing an alkyl halide. For the purpose of a wider 
application of the dehydrochlorination cleavage (Ref 2) of the 
quaternary ammonium salts in the synthesis of compounds with 
conjugate double bonds, the authors extended their investiga- 
tion also to tertiary ond quaternary ammonium Salts, with alkyl 
polyhalides. The following compounds were synthesized here: 
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SOV/79-29-2-8/7 
Investigations in the Field of Amines and Ammonium Compounds. XI- On the Prob- 
lem of the Influense of Nitrogen and the Molecular Structure Upon the Stability 
of the Bonds in the Amires and Quaternary Ammonium Compounds, With an Alkyl 
Halide | 


1-dimethyl.-amino-3-chloro butane (V)-3-chloro butene-3(VII),-3,4- 
dichloro butene-3(VIII),-2,3,3-trichloro butane (X),-3,3,4-tri- 
chloro butane (XI),-3,3,4,4-tetrachloro butane (XII) ,-3,4.4-tri- 
chlore butene-3(XTII). In addition, the reaction cf these amines 
Was carried out with alooholic alkali lye as well as the alkaline 
cleavage of the iodine methylates: (Va), (Via), (VIIIa), (Xa), 
(XIa), ard (XIla). Dimethyl-amino butine-2(1) (Scheme !) aerved 
as initial product. Hydrochlorination took place through a flow 
of dry HCl through molten hydrochloric salt of the amine at 
140-'60°. The vesults of hydrochlorination agree with axpecta- 
tions (Table 1, Ne 1-3). The chlorination of the aquecur solu- 
tienes of the amines designated in the schema preceeda encothiy 
and yields products, in which chlorine adds to the double bond. 
The chlorination results are given in table ? (Nr 4-7). The 
hydrochlerination of the monosubstituted dialkyl-amino acetylene 
agrees with Markovn:koy's rule, whereas that of the dinsubsti tut. 
Card 2/3 ed one, under the influence ef the ammonium group leads +c the 
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lem of the Influence af Nitrogen and the Molecular Structure Upon the Stability 
of the Bonds in the Amines and Quaternary Ammonium Compounds. With an Alkyl 
Halide 


affiliation of chlorine to the carbon atom, which is the 
farthest from nitrogen. The results proved the general validity 
of dehydrochioxination cieavage with aqueous alkali lye of 
quaternary ammonium salis containing alkyl ralide and its 
applicability in the synthesise of compounds with conjugate 
double bends. Procf was aise found of the rules governing the 
cleavage rate of hydrogen chleride in dependence on the charac- 
ter on nitrogen and cn the structure of the alky? halides oon- 
nected with it. Trere are 4 tables and 17 references, 10 of 
which are Soviet 


ASSOCIATION: Institut erganicheskoy khimi1 Akademii nauk Armyanskoy SSR (In- 
stitute of Organic Chemistry of tha Academy of Ssiences, 
Armyanskaya SSR) 


SUBMITTED: December ‘6, 1957 
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_ BABAYAN, A.T.; MARTIROSYAN, G7. 


Thermal splitting of ammonium salts containing a ~unsaturated 
radical, Dokl.AN Arm,SS2 30 no.5:271-277 '60. Ay (MIRA 13:8) 
1, Institut organicheskoy khimii Akademii nauk Armyanskoy SSR, 


2. Chlen-korrespondent AN Armyanskoy SSR (for Babayan), 
(Ammonium salts) 
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AUTHORS: — Baba eRrehagdsyerndzhikyan, Mie Ge, and Bagdasaryan, G. B. 


TITLE: _ Formation of Conjugate Diene Amines During the Interaction 
i , of Mono- ar* Diquaternary Salts of 1,4-Diamines With 
. Aqueous Al.«cali 


PERIODICAL: . Doklady Akademii nauk SSSR, 1960, Vol. 133, No. 6, 
i pp. 1334-1336 - 


‘TEXT:, The authors report on their investigations of the reactions of 
mono- and. diquaternary salts of 1,4-di- (dinethyl-amino)-2-methyl butene-2. 
They attempted to find out whether the double 1,4-cleavage of the di- 
ammoniuf salt takes place simultaneously or by steps. The authors proved 
that the protonisation of the hydrogen atoms of C, is suppressed by the 
conjugation of the methyl roup. Thus, the order of the mentioned 
cleavage reactions i$ predetermined necording to scheme (I). 
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the Ihteraction of Mono- and Diquaternary BO16/B054 
Salts; of 1,4-Diamines With Aqueous Alkali 
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" (CHy)N-CH=C—CH=CH, CHy=-C—CH=CH—N(CH,) 
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€ CH 
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| 
(CH) sN—-CH=C—CH=CH, Se CH CHC CHy=C—CemCH 


This statement by the authors is based on the results of their experiments. 
From the products of the reaction of the iodine salt of 1,4-di-(trimethyl- 
ammonium)-2-methyl butene-2 with aqueous alkali, they isolated an aldehyde 
(corresponding to the-dimer of methyl crotonic aldehyde), as well as a 
high-boiling amine product (epparently a condensation product of methyl 
crotonic aldehyde with 1-dimethyl-amino-(methyl)-butadiene). The same 
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Formation of Conjugate Diene Amines During: 
the Interactior. of Mono- and Diquaternary BO16 /BO 
Salts of 1,4-Diuszines With Aqueous Alkali 


result was obtained in the transition from a mixture of quaternary 
ammonius: sult vith alkali to an ammoniu: base. The authors dia not succeed 
(contrary to a statement made by Ya. BM. Slobodin, Ref. 5) in dotectine 
even traces of (-methyl vinyl acetylene in the renction -roducts. This 
fact speaks in favor of scheme I. The authors further cleft theo monoiodo 
methyl derivative of 1,4-di-(dimethyl-amino)-2-methyl butene-2 by aqueous 
alkali at a lox.v temperature (120°C). Here, the same rroducts were formed 
as in the cleavage cf the diquaternary salt. Subsequently, the authors 
cleft - in vacuo and at 105-107°C - the hydroxide they had produced by 
treatin: the menoiade methylate of 1,é-di-(dinethyl-a: no}-2-mathyl bu- 
tene-2 with un aqueous suspension of the silver oxide. Here, they isolated 
1-dimethyl-amins-?-nethyl butadiene-1,3 (yiold about “2 of the theoretical 
one). The propertics of this substance are deseribed. Brom the fnet that 
this substance forms dimethyl amine, es well as a corresronding derivative 
Of A-emotiyl crotonic uldehyde, with the solutions of genieurbanide, 
2,4-dinitro-rheryl hydrazine, and hydroxylemine, the cuthors conclude thet 
the methyl in tie ciene amine takes a P-position witt. espect to the 
amino ¢roun: 
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the interaction of ..cno- and Diquaternary 
Salts of 1,4-Diamin.s “ith Aqueous Alkali 


cH, 

' 

(c1.,),ih~ Ch == C—CH = ¢! 
Dt. 


Lyi 


consequently, the sosition of the methy] in the monoiodgo nethylate used 
wv? J . 


we Cll, / 
(Cli, Jol! — CHy-C == Ch cH, FY 
On the basis of these results, the authors assume that the second cleavage 
step of diiodo methylate (step (a) of scheme 1) requires a higher tempera- 
ture (140-145°C) than ves hitherto applied. To settle this question, they 
studied the behavior of two other diquaternary ammoniu:. salts {I1) and (II) 
towards aqueous alkali. It was proved that the alkelire cleavese of (1) 
already occurred at the temperature of the boiling water bath (see scheme 
B). The similar cleavage of (II) is illustrated Ly scheme C. Thus, the 
authors proved that the diquaternary ammonium salts (1) und (il) are cleft 
by alkali according to scheme i, i.e., exclusively via step (a) (see 
scheme A). There are 5 Soviet references. 
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Institut erpentoneskey, khimii Akademii nauk ArmSSSR 
(Institute of Organic Chemistry of the Academy of Sciences 
Armyanskaya SSR) ' 4 


April 12, 1960, by I. L. Knunyants, Academician 


April 10, 1960 
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(MIRA 1337) 


1. Institut organicheskoy khimii Akademii nauk Armyanskoy SSR. 
(Amines) 
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— and ammonium compounds, Part 14; Alkaline cleavage of 
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(Ammonium compounds) 
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Nauchnaya konferentsiya institutov khimi1l Akademly nauk Azerbayd- 
shanskoy, Armyanskoy 1 Gruzinskoy SSR. Yerevan, 1957. 


Materialy nauchnsy konferentsii institutov khimti Akademly nauk 
Azerbaydzhanskoy, Armyanskoy 1 Gruzinskoy SSR (Materials of the 
Sclentific Conference of the Chemical Institutes of the Academies 
of Soiences of the Azerbaydzhan, Armenian, and Georgian SSR) Yerevan, 
Izd-vo AN Armyanskoy SSR, 1962, 396 p. 1100 copies printed, 


Sponsoring Agency: Akademlya nauk Armyanskoy SSR. Institut organi- 
cheskoy khimii. : 


Resp. Ed.: UL. Ye, Ter-Minasyan; Ed. of Publishing House: A. @. 
Sikuni; Tech. Ed.: G. S. Sarkisyan,. 


PURPOSE: This book is intended for chemists and chemical engineers, 
and may be useful to graduate students engaged in chemical re- 
search, 

COVERAGE: The book contains the results of research in physical, 
inorganic, organic, and analytical chemistry, and in chemical 
engineering, presented at the Scientific Conference held in 
Yerevan, 20 through 23 November 1957. Three reports of parti- 
cular interest are reviewed below. No personalities are mentioned. 
References acoompany individual articles, 
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COVERAGE: The book contains the resulte of research in physical, 
Anorganic, organic, and analytical chemistry, and in chemical 
engineering, presented at the Scientific Conference held in 
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